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[57] | ABSTRACT

A filter-press type electrolytic cell is disclosed wherein .
sodium hypochlorite is produced by diaphragmless - .

electrolysis of saline water. The filter-press electrolytic
cell is compact and simple in structure, and operates
with improved current efficiency, at a reduced cell

voltage, and with less power and with minimal mainte- o

nance.

6 Claims, 8 D'rawing-Figures
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APPARATUS FOR ELECTROLYSIS OF SALINE
WATER

BACKGROUND OF THE INVENTION 5

I. Field of the Invention |

This invention relates to a ﬁlter—press type electro-
Iytic cell wherein sodium hypochlorite is produced by
diaphragmless electrolysis of saline water. Particularly,
this invention relates to a saline water electrolytic cell 10
which is effective to obtain saline water containing
more than 10,000 ppm available chlorine with high

current efficiency.
2. Description of Prior Art

Conventionally, chlorination has been used for the
disinfection of water at waterworks and in sewage
plants as well as in the oxidation of waste water. As a
source of available chlorine, liquid chlorine or a sodium
hypochlorite solution is used. However, these forms of
available chlorine present some problems with respect 20
to handling, economy and safety, so recently an electro-
chemical method wherein a sodium hypochlorite solu-
tion 1s generated by electrolysis of a dilute saline water
like sea water has become popular. |

To obtain a high concentration sodium hypochlonte
solution by electrolyzing a dilute saline water, it is nec-
essary to have a highly efficient method.

The inventors found that the use of the following
anode in the saline water electrolytic cell increased
current efficiency (approx. 80%) for production of so- 30
dium hypochlorite (10,000 ppm as available chlorine)
and lowered cell voltage, thus reduced electric power
consumption. Therefore, the advantages of the simple
and compact structure coupled with a high current
efficiency at a lowered cell voltage of the saline water
electrolytic cell have been improved by the employ—
ment of an anode of a particular type as disclosed in
Japanese Patent Publication No. 35473/1980. Such an
anode comprises a substrate of titanium or an alloy
thereof coated with a mixture consisting of a ternary 40
mixture of platinum, palladium omde, and ruthenium
dioxide having a composition ranging from 3 to 42 wt
% platinum, from 3 to 34 wt % palladium oxide, and
from 42 to 94 wt % ruthenium dioxide on one hand, and
from 20 to 40 wt % titanium dioxide based on the
weight of said ternary mixture on the other hand.

In order to achieve further improved current effi-
ciency for the production of sodium hypochlorite, a
further study of the structure of the electrolytic cell is
required.

In the conventional electrochemical methods for
production of available chlorine, it is most economical
to use a final available chlorine concentration of not
more than 8,000 ppm, because as the concentrations of
hypochlorite in electrolyte increases the current effi- 55
ciency decreases as a result of increasing side reactions
including an anodic oxidation and a cathcdic reduction
of hypochlorite ions. The current efficiency is further
reduced either at too high or too low an electrolyte
temperature. A temperature above 35° C., especially
higher than 40° C., decreases the current efficiency

about 10% or more, while a temperature below 15° C.,
especially below 10° C,, lower the reaction rate of hy-,

drolysis of chlorine to generate hypochlorite ions, re-
duces the current efficiency, and considerably shortens
the life of an anode. Therefore, the temperature of the
electrolyte must be kept within a range of from 15° to
35" C. However, the usual range of the dilute saline
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~ rent efﬁmency and increase the electrolyte resistivity,

2

water supplied from a salt dissolving tank is from 2° to '
30° C., and in summer the temperature of electrolyte

- may rise well over 50° C. So far, no device has been

offered which is properly equipped to control the elec-
trolyte temperature within the above-mentioned range
of from 15° to 35° C. In a batchwise process, a cooler is

provided in the recirculating tank, and in other pro- -
cesses an external cooler is often prowded outside the - -
‘electrolytic cell; in any case, it is inevitable that the -

whole system including plpmg becomes large and com-
plex. -
The volume of gas generated by the electrolys:s -
mainly hydrogen, grows along the course of the elec-
trolyte stream, impeding its flow and in an extreme case
making electrolysis 1mposmble It may also reduce cur-

thus increasing cell voltages and electric power con-
sumption. Therefore, it is most important to provide an
apparatus that enables smooth separation of gas bubbles -
with a reduced volume of gas in electrolyte.

It 1s desirable to have an apparatus that is compact

“and simple in structure, requiring only a small floor area

for installation, and that is easy to maintain. The circula-
tion tank process wherein saline water is continuously -

supplied and a solution containing about 8,000 ppm -

available chlorine is generated by recirculating a pre-
dominant portion of the electrolyte and discharging a-

lesser portion of the electrolyte is not advantageous,

since the electrolytic cell is always operated at a high

available chlorine concentration. For this reason, either
a batchwise process or a continuous process 1s usually

employed. On account of the larger size requlred for the

former process, the continuous process is preferred. In

the continuous process, it is required to provide a suffi-

ciently long electrolyte path to assure a sufficient reten-

tion time in order to have a high final hypochlorite

- concentration. Various means have been devised to
‘incorporate a desirably long electrolyte path in a com-

pact electrolytic cell. An electrolytic cell disclosed i In
Japanese Patent Publication No. 28104/1977 comprises

~ a large number of electrolytic compartments stacked
- one upon another, each consisting of a pair made up of

a horizontally disposed screen cathode and anode,
through which a saline water flow is conducted from
the bottom upwards in series. Such a structure is com-. .

plicated, partlcularly in the formation of an electrolyte
- path and in the provision of electrode supports. An-
other electrolytic cell disclosed in J apanese Patent Pub- .

lic Disclosure No. 50476/1980 comprises forming an

~ electrolyte path by inserting an anode assembly and a

cathode assembly through each of two opposing side

- walls of a box-type cell. However, it may sometimes be
‘impractical to obtain proper interlacing of each member =
electrode plate of the anode and cathode assemblies,

particularly when the number of such member plates is
very large. The electric connection to be provided on

both sides of the cell may give another difficulty. In any
case, it is necessary to provide a cooling means to cope
with a rise in electrolyte temperature. With this type of

structure, it is impossible to incorporate a cooling means
~ in the electrolytic cell. An external cooling means

would mean a large complex system consisting of an

- array of electrolyte and cooling water pipings.

The filter-press type electrolytic cell of the present '

invention is given as an apparatus wherein the various

problems described above have been solved by alter- =
nately placing an electrode plate possessing drilled
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holes to provide saline water passage and a gasket cut
out at the center to provide an electrolytic compart-
ment and by repeating this arrangement until a desired
number of such electrolytic compartments is obtained.
This type has the advantage of having a compact and 5
simple structure. An example of a similar configuration
was disclosed in Japanese Patent Public Disclosure No.
78675/1977. In this example, however, the electrolyte
flows up and down alternately, so that the proportion of
electrolytic gas in electrolyte (mainly hydrogen) in- 10
creases as the concentration of hypochlorite increases,
thus considerably disturbing the flow of electrolyte and
adversely affecting electrolysis. Also another example
disclosed i1n Japanese Patent Publication No.
38431/1980 does not take into account any increase in
the gas content of electrolyte with a limited final hypo-
chlorite concentration achievable and a complicated
cell configuration due to a very narrow choice of possi-
ble electrode shapes.

SUMMARY OF THE INVENTION

It is an object of this invention to provide a filter-
press type electrolytic cell, wherein sodium hypochlo-
rite is produced by diaphragmless electrolysis of saline
water, said cell being compact and simple 1 structure
and which operates with improved current efficiency,
at a reduced cell voltage, and hence with less power and
with minimal maintenance.

It 1s another object of this invention to provide a
filter-press type electrolytic cell wherein it is easy to
obtain saline water which contains more than 10,000
ppm available chlorine with a current efficiency of
beyond 80%, or even about 90%.

Other objects and advantages of the present invention
will become apparent to those skilled in the art from the 35
following description and drawings.

BRIEF DESCRIPTION OF THE DRAWINGS

FIG. 11s an exploded isometric view of a saline water
electrolytic cell of this invention.

FIG. 2 i1s a schematic cross-sectional view along line
A—A' in FIG. 1.

FIG. 3 1s an exploded isometric view of a saline water
electrolytic cell provided with heat exchanging gaskets.

FIG. 4 1s a plan and elevation view of a heat exchang- 45
ing gasket.

FIG. 5 i1s a schematic plane view showing the flow of
saline water and heat exchanging water.

FIG. 6 is an exploded isometric view of a said cell
provided with degassing blocks.

FIG. 7 1s a front and plane view of a degassing block.

FIG. 8 is an exploded isometric view of a saline water
electrolytic cell provided with heat exchanging gaskets
and degassing blocks.

DESCRIPTION OF THE PREFERRED
EMBODIMENT

The characteristic features of the saline water elec-
trolytic cell of the present invention in which an exclu-
sive property of privilege is claimed are defined as fol-
lows:

(a) an end plate having holes for saline water pipe and
through-bolts;

(b) an insulating piping plate provided with a saline
water inlet piping in the lower part of a side;

(c) a terminal anode having a hole for saline water pas-
sage in the lower part of a side, a protruding upper
edge serving as a terminal for bus connection, said
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anode consisting of a substrate of titanium or an alloy
thereof and a coating applied on the surface of the
anode coming into contact with the electrolyte, said
coating comprising a ternary mixture of platinum -
palladium oxide - ruthenium dioxide having a compo-
sition ranging from 3 to 42% by weight platinum,
from 3 to 34% by weight palladium oxide, and from

42 to 94% by weight ruthenium dioxide, and titanium

dioxide in a ratio ranging from 20 to 40% by weight

based on said ternary mixture;

(d) an insulating frame gasket cut out at the center part;

(e) an intermediate bipolar electrode havinge two holes
for saline water passage, one in the upper and another
in the lower part on the same side, said electrode
having the same coating on the anode surface as tniat

~ of the terminal electrode:

(f) at least another set of said intermediate bipolar elec-
trode and said insulating frame gasket to form at least -
another electrolytic compartment;

(g) a terminal cathode having two holes for saline water
passage, one in the upper and another in the lower
part on the same side, a protruding upper edge serv-
ing as a terminal for bus connection, said electrode
being made of titanium or an alloy thereof:

(h) an insulating pipe plate provided with two saline
water outlet pipes, one in the upper and another in the
lower part of the same side; | |

(1) an end plate having two holes for two saline water
pipes, one in the upper and another in the lower part
on the same side and plural holes for through-bolts;
wherein the ratio of the length to the width in the
outer dimension of said insulating pipe plates, elec-
trodes, and insulating frame gaskets is in the range of
1 : 1.1-10 as one of the essential conditions of this
invention, and when a plurarity of electrolytic com-
partments are used, the electrolytic cell also com-
prises one or more heat exchanging frames or gasket
and/or degassing blocks inserted after every 3 to 7
compartments.

One embodiment of the saline water electrolytic cell
of this invention is described in reference to the accom-
panying drawings shown in FIGS. 1-8. As shown in
FIGS. 1 and 2, a three-compartment electrolytic cell 6
1s formed by placing between an insulating pipe plate S
having a saline water inlet pipe 12 in the lower part on
a side and another insulating pipe plate § having two
saline water outlet pipes 13, one in the upper and an-
other in the lower part on the same side, a partial assem-
bly formed by alternately stacking together two inter-
mediate bipolar electrodes 2 having two holes for saline
water passage 1, one in the upper and another in the
lower part on the same side, a terminal anode 3 having
a hole for saline water passage 1 in the lower part on a
side and a terminal 14, a terminal cathode 7 having two
holes for saline water passage 1, one in the upper and
another in the lower part on the same side and a termi-
nal 14, and three insulating frame gaskets 4 cut out in
the center part, and with the aid of an end plate 8 having
holes for through-bolts 10 and a hole for a saline water
pipe 111n the lower part on a side and another end plate
8 having two holes for saline water pipes 11, one in the
upper and another in the lower part of the same side and
holes for through-bolts 10, both end plates 8 being
placed on the opposite sides of said assembly, by tight-
ening the whole thing with through-bolts 9 into a single
assemnbly. Approximately 3% by weight saline water
supplied from the saline water inlet pipe 12 is electro-
lyzed while horizontally snaking through each electro-



.. S .
lytic compartment 6 whereby an electrolyte with little

gas entrained flows through the lower hole for saline
water passage 1, while an electrolyte containing more

electrolytic gas separated as it rises through the electro-

lyte flows through the upper hole for saline water pas- E

sage 1, and an electrolyte containing sodium hypochlo-
rite is discharged from the saline water outlet pipe 13.

4,495,048

FIG. 3 1s a schematic diagram showing an example of |

another saline water electrolytic cell of this invention
provided with a heat exchanging means. Two heat ex-
changing compartments 21 are formed by msertmg a
heat exchanging gasket 20 between an msulatmg plpe

10

plate 5 having two saline water outlet pipes 13, one in |

the upper and another in the lower part of the same side
and a coolant inlet pipe 19 on the other side and a termi-
nal cathode 7, and by nserting another heat exchanging

15

gasket 20 between an intermediate terminal anode 15

and an intermediate terminal cathode 16. Partial assem-
blies are formed in a similar manner as in the preceding
example shown in FIG. 2 except that each member has
an additional hole for coolant passage. Said electrolytic

20

cell is now formed by tightening together with through- -
bolts 9, an end plate 8 having a hole 11 for a salt water

inlet pipe 12 and another hole 26 for a coolant outlet

pipe 18, an insulating pipe plate 5 having a salt water

inlet pipe 12 and a coolant outlet pipe 18, one of the -

partial assemblies, a heat exchanging compartment 21 of
the second type described above, another partial assem-
bly, a heat exchanging compartment 21 of the first type
described above, an insulating pipe plate 5 having two
salt water outlet pipes 13, one in the upper and another

in the lower part on the same side and a coolant inlet

pipe 19 on the other side, and an end plate 8 having hole

25

30

11 for the two salt water outlet pipes 13 and a hole 26

for the coolant inlet pipe 19, in this order. An intermedi-

ate terminal cathode 16 and an intermediate terminal

anode 15 are connected with a bus 25. The flow of

dilute saline water is similar to the examples given in
FIGS. 1 and 2. The heat exchangmg water (cooling
water) enters the electrolytic cell via the coolant inlet
pipe 19 and leaves at the coolant outlet pipe 18 in order
to realize a counter-current contact of the cooling water
with the electrolyte, firstly through a terminal cathode
7 and secondly through an intermediate terminal cath-
ode 16. An increased cooling area can be obtained by
simply inserting a heat exchanging plate made of a cor-

33

435

rosion resistant metal such as titanium (not shown in

FIG. 3). In the wintertime when the electrolyte temper-
ature becomes too low, the effluent coolant warmed

through the heat exchange function while flowing

6 |
change function takes place on the surface of the termi-
nal cathode 7 passmg through a heat exchanging com-
partment 21, and is conducted through a coolant outlet

17" into a hole for heat exchanging water passage 17 of
a terminal cathode 7. While the heat exchanging water

cools down the electrolyte on the other side of the
“terminal cathode 7, the coolant itself is warmed. One

heat exchanging gasket 20 is usually inserted every 3 to

7 electrolytic compartments. To msert every two com- - = 5 

partments or less may require an increased number. of
intermediate terminal cathodes and anodes compared to
the number of electrolytic compartments, thus making
the electric connection excessively complex. On the
other hand, if inserted every 8 compartments or more

insufficient cooling may result. In order to realize an

increased heat exchangmg area, a heat exchanging plate
(not shown) of a corrosion resistant metal such as tita-

nium having a hole for heat exchanging water passage

on a side and two holes for saline water passage, one in
the upper and another in the lower part on the other.
side is used, both surfaces of which serve as heat ex-

changing surfaces. Such a heat exchanging plate is used

with a heat exchanging gasket on one surface sideanda

degassing gasket (not shown) having two holes for

saline water passage, one in the upper and anotherinthe =

lower part on the same side, a hole for heat exchanging
water passage and a degassmg pipe 23 on the other
surface side. :
FIG. 5 is a plane view wsuahzmg the flow of saline
water and that of heat exchanging water whereby the

- flow of heat exchanging water is shown by dotted line o

arrows and that of the electrolyte by solid line arrows.
The dilute saline water supplied to a saline water pas-

sage inlet pipe 12 may be prepared by the warmed water

dlscharged from a heat exchangmg water passage outlet
pipe 18 as diluting water. |
FIG. 6 1s a schematic diagram showing an example of |
a saline water electrolytic cell of this invention pro-
vided with a degassing means in which two degassing

blocks 22 having a degassing pipe 23 are inserted, one .
between an intermediate terminal anode 15 and an inter-
mediate terminal cathode 16 and another between an -

insulating pipe plate 5 having two saline water passage
outlet pipes 13 one in the upper and another in the lower
part on a side and a terminal cathode 7, whereby the

- flow of dilute saline water is similar to FIGS.1,2and 3. -
‘The gas (mainly hydrogen) generated by electrolysis o

~ forms a thick frothy layer in the upper part of each

50

through the electrolytic cell may be used as the diluting
water to make up a dilute saline water out of a saturated

brine fed from a salt dissolving tank, thus eliminating
any possible danger of lowered current efficiency and
shortened electrode life due to any excessively low

electrolyte temperature which may be present with the
first through third electrolytic compartiueats of the

electrolytic cell. In the summertime, on the other hand,
when a larger amount of cooling water is required, any
excess warmed effluent coolant can be disposed of.
FIG. 4 1s a schematic diagram showing an example of
a heat exchanging gasket 20 to be used in a saline water
electrolytic cell of this invention. In this case, the heat
exchanging water that has entered the cell via the inlet
pipe 19 is discharged via the coolant passage 17 into an
inlet of heat exchanging water inlet 17’ of the heat ex-
changing gasket 20, takes a horizontal path within a

33

electrolytic compartment, passes through each hole for -

saline water passage 1 thereof, and is ﬁnally discharged
through a degassing pipe 23 after passing through the
hole for gas passage 24 of said degassing block 22. The -

degassing pipe 23 serves as a vapor-liquid separator to
prevent any electrolyte from being entrained by an out
going gas exhaust. The degassing block is usually in-

serted every 3-7 electrolytic compartments. If inserted -
In every other compartment or less, the electric connec-

~ tions to be provided for the cell may become complex as

60

in the case of the heat exchanging gasket; on the other
hand, to insert one every 8 compartments or more may

~ not be desirable because the proportion of electrolytic

gas in the electrolyte exceeds 70% by volume. The

- degassing block prevents such difficulties as increasing

63

~ heat exchanging compartment 21 wherein heat ex-

- pressure drops and the rise of cell voltage due to the

increasing proportion of gas in the electrolyte. As men-
tioned above, when a heat exchanging plate is em-
ployed, a degassmg gasket is used instead of a degassing

- block.
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FIG. 7 1s a schematic diagram showing an example of
a degassing block 22. When an electrolyte containing a
high proportion of electrolytic gas passes through a
hole for gas passage 24 of the degassing block 22, the
electrolytic gas rises through a hole for gas lift 24’ and
is separated from liquid within the degassing pipe 23. In
order to assure easy separation of gas bubbles, the inter-
nal diameter of the hole for gas passage 24 should be
larger than that of the hole for saline water passage 1.

FIG. 8 is a schematic diagram showing an example of
a saline water electrolytic cell of this invention pro-
vided with both heat exchanging means and degassing
means, in which three heat exchanging gaskets 20 cou-
pled with two degassing blocks 22 are inserted, a first
heat exchanging gasket 20 between an intermediate
terminal cathode 16 and a first degassing block 22, a
second heat exchanging gasket 20 between said degas-
sing block 22 and an intermediate terminal anode 15 and
a third heat exchanging gasket 20 between a terminal
cathode 7 and a second degassing block 22. The flow of
saline water and of heat exchanging water, and the
exhaust flow of electrolytic gas are similar to those
described above. In this way, a combination of heat
exchanging and degassing means prevents any excessive
rise or fall of the electrolyte temperature, while main-
taining a smooth flow of electrolyte through degassing.

An anode of the type described above can be pre-
pared as follows. After degassing the surface of a sub-
strate made of titanium or an alloy thereof, it is treated
with hydrofluoric acid and oxalic acid, onto which is
applied by painting or dipping into a mixed solution
prepared by adding to so much of platinum tetrachlo-
ride, palladium dichloride, and ruthenium trichloride as
to maintain a ratio of platinum : palladium oxide : ruthe-
nium dioxide within the range specified by this inven-
tion, a small amount of hydrochloric acid, so much of
n-butyl alcohol as to dissolve said mixture completely,
and finally a prescribed amount of butyl-titanate. After
drying, it is heated for 10-30 minutes in air at a tempera-
ture in the range of from 450° to 600° C. A coating of an
expected thickness is obtained by repeating the applica-
tion-heat treatment cycle. |

The preferred interelectrode distance of the saline
water electrolytic cell of this invention is 2-6 mm.
When a heat exchanging gasket and/or a degassing
block is inserted between adjacent electrolytic compart-
ments, an intermediate terminal cathode and an interme-
diate terminal anode are used, said intermediate termi-
nal cathode and said intermediate terminal anode being
connected with a bus 25. Every electrode is longer in
the horizontal than the vertical dimension, the ratio of
the length to the width thereof preferably being within
the range of 1 : 1.1-10.

Therefore, the saline water electrolytic cell of this
invention is also of a horizontal type. A vertical type
cell would cause an upwardly increasing gas fraction of
electrolyte on the surface of the electrode and slows
down the electrolyte flow upwards, thus increasing the
gas hold up, resistivity of electrolyte, and the rate of
scaling on the cathode surface which require intensified
cleaning of the cell. On the contrary, a horizontal type
cell accelerates the flow of electrolyte, reducing the
scaling on the cathode to facilitate maintenance, and
allowing smooth separation of electrolytic gas. With an
excessively long horizontal dimension, however, the
etfect of vapor-liquid separation will decrease, and a
larger floor area for installation will be required which
IS uneconomical.

10
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The saline water electrolytic cell of this invention is
formed of 4-50 compartments; with less than 4 com-
partments, the relative cost of investment will be exces-
sively high while with more than 50 compartments the
terminal voltage may become dangerously high. Usu-
ally, 6-40 compartments are suitable. The heat exchang-
ing gasket is inserted every 3-7 compartments depend-
ing on the seasonal changes in the electrolyte tempera-
ture. The degassing block also is inserted every 3-7
compartments depending on the gas content of the elec-
trolyte which should be kept below 70% by volume.

The saline water electrolytic cell of thie invention
may also be used for electrolysis of sea water. In this
case, the relatively high flow rate of the sea water feed
eliminates such problems as the rise in temperature aua
the increase in the gas content of sea water so that an
electrolytic cell of this invention can be formed only
with the end plates, insulating pipe plates, electrodes
and insulating gaskets but without any heat exchanging
gasket or any degassing block, thereby permitting the
use of a platinum coated anode.

As the saline water electrolytic cell of this invention
1s made of plastics like polyvinyl chloride except for the
steel end plates which does not come into contact with
the electrolyte and electrodes with a substrate of tita-
nium or an alloy thereof, it is substantially corrosion-
resistant, a feature highly advantageous with respect to
maintenance.

The saline water electrolytic cell of this invention is
provided with a heat exchanging means in an electro-
lytic compartment, wherein any rise of the electrolyte
temperature can be prevented by counter-current
contact of the electrolyte with cooling water, while
utilizing the warmed coolant for diluting the saline
water to be supplied to the electrolytic cell, thus further
eliminating difficulties of deteriorating electrode activ-
ity and hence decreasing current efficiency due to low
electrolyte temperatures. The horizontal configuration
of the electrolytic compartment also enables undis-
turbed separation of electrolytic gas by installing suit-
able degassing means, which results in reduced gas
holdup within the electrolyte, preventing any loss of the
current etficiency or any rise of the cell voltage. In this
way, therefore, it is easy to obtain saline water which
contains more than 10,000 ppm available chlorine with
a current effictency of beyond 80%, or even about 90%
which has conventionally been very difficult to attain.
Also the adoption of a filter-press type configuration
with a built-in heat exchanging means and a degassing
means results in a compact and simplified structure with
such additional advantages as ease of maintenance
caused by less cathode scaling, and highly corrosion-
resistant materials used and lower labor cost for fabrica-
tton because little if any welding work is involved. The
various advantages described above make the saline
water electrolytic cell of this invention of remarkably
high practical value.

The following examples are given to further illustrate
this invention but it should be understood that the in-
vention is by no means limited thereto. On the contrary,
they are given only to clarify some of the essential em-
bodiments of the present invention.

EXAMPLE 1

As shown in FIG. 8, a saline water electrolytic cell
having a capacity of 400 g/h available chlorine was
formed by placing between the insulating pipe plate and
the end plate three heat exchanging compartments, two
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degassing blocks and two three-compartment assem-

blies consisting of six insulating gaskets made of soft

polyvinyl chloride sheet, a coated terminal anode, a

-coated intermediate terminal anode, four coated inter-

10 _
Example 2 shows a run in the summertime wereby
about 50-60% of cooling water supplied to the heat

- exchanging compartments was required to be used as

diluting water with a 40-50% surplus.

mediate *bipolar electrodes, an uncoated intermediate 5 Example 3 shows a wintertime operation.
| TABLE 1
Electrolytic cell |
Generation Electrolytic | " Flow
rate of compartments Number Number o - of 3%
available Number =~ Number of heat of DC
| chlorme - = of of exchanging degassing Current Voltage  water
Ex. {g/h) compartments sets  compartments blocks (A) (V) (I/h)
W-
2 2500 30 5 9 | 5 75 ~ about . 250
| . . ' . 130 -
3 240 15 3 5 3 15 about 20
| 68
M‘
| | Electrolyte | A
temperature
_ (c) o
Conc. of Heat Power - Frequency
available  exchanging  Electrolytic  Current consumption Utilization ofacid -~
- chlorine _compartment compartment efficiency (kWh/ of salt cleaning
Ex. (ppm) Inlet Outlet Inlet Outlet (%) . kg-Ch) (%) (times/year)
2 10200~ 25 30 30 33 88 3.7 about about
10,600 29 | 4
3 12,100~ 5 17 17 22 83 4.1 about - about
12,600 - 34 4
terminal cathode, and an uncoated terminal cathode, o
said coated anode comprising a titanium plate 2 mm EXAMPLE 4

thick coated with a mixture consisting of a ternary mix-
ture containing 25% by weight platinum, 20% by
weight palladium oxide, and 55% by weight ruthenium

30

| lytlc cell having a capacity of 2.5 kg/h available chlo- .

dioxide and 30% by weight titanium dioxide based on

said ternary mixture.

The assembled cell had outer dimension of 660 mim

(width) X200 mm (depth) X230 mm (height). Cooling
water at a temperature of 15° C. (a dotted line arrow)

35

As shown in FIG. 1, a twenty-compartment electro-

rine was formed by tightening with two insulating pipe
plates and two end plates on both ends an assembly
made by alternately stacking together a coated terminal
anode, nineteen coated intermediate bipolar electrodes,

- an uncoated terminal cathode comprising a 2-mm thick

was fed through a heat exchanging water passage inlet

pipe, the total amount of the effluent cooling water
being discharged at the heat exchanging water passage
outlet pipe at a temperature of 24° C. was used for dilut-
ing saturated brine. A 3% by weight dilute saline water
thus obtained was supplied to the saline water electro-
lytic cell (a solid line arrow) through a saline water
passage inlet pipe at a flow rate of 40 1/h.

As a result of continuous electrolysis with DC 60 A at

45

about 27 V, a dilute saline water having a temperature

of 28° C. containing 10,500-11,100 ppm available chlo-
rine in the form of sodium hypochlorite was obtained.
The electrolytic gas was exhausted through two degas-

50

sing pipes after vapor-liquid separation, thereby causing

no obstruction to flow and no rise in cell voltage. A
steady-state current efficiency of 91%, a power con-
sumption of 3.7 kWh per 1 kg of available chlorine and
a utilizatibn for salt of about 30% were obtained.

This system was successfully run continuously well

over a period of about 3 months before acid cleaning

was practised.

EXAMPLES 2-3

A saline water electrolytic cell similar to that of Ex-
ample 1, except for a varied capacity for available chlo-
rine generation, that is, a varied number of electrolytic
compartments, a varied number of heat exchanging
compartments, a varied electrolytic current and/or a
varied flow rate of dilute saline water supply was oper-

titanium plate, and twenty soft polyvinyl chloride |

framed gaskets, said coated anode and said coated inter-
- mediate bipolar electrodes having a platinum layer laid

on a 2-mm thick titanium plate. The assembled cell had .

outer dimension of 650 mm (width)X270 mm

(depth) X450 mm (height).
Sea water was supphed to the electrolytic cell at a.

flow rate of 60 1/min through the saline water passage

inlet pipe, and as the result of continuous electrolysis
with DC 125 A at 110 V fed from a rectifier, sea water
containing 700-740 ppm available chlorine was continu-
ously obtained, at a steady-state current efficiency of

78% and a power consumption of about 5.3 kWh/kg- o

Cly. The rise in temperature of sea water was found to
be about 1° C,, causing no trouble, and the cell was =

~ operated successfully without any noticeable flow or

3

65

ated. The specifications for the electrolytic cell em-

ployed and the results obtained are shown in Table 1.

disturbance or rise in cell voltage due to gas generation.
EXAMPLE 5 _ |
The specifications for a typical commercial saline

~ water electrolytic cell and a saline water electrolytic

cell of this invention are compared in Table 2.

TABLE 2 |
| Cell of this

- Commercial cell invention
Available chlorine about 8,000 more than =~
concentration (ppm) 10,000
NaCl concentration in feed . 3 3 | -
(% by weight) _,
Salt consumption 3.5 | | 3
(kg/kg-Cl) | |
Electrolytic temperature 3-3509 15-35

saline =
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TABLE 2-continued
Cell of this

Commercial cell invention
(C) 5
Power consumption 3.5-8 4.3-5.5
kWh/Kg-Cly)
Current efficiency (%) 50-80 80-92
Outer dimension of cell (mm) 400 X 500 500 X 500
(width X thickness X height)? X 600 X 300
Interval of acid cleaning every about every
(h) | _ 1,500 1,500-3,000 1O

“without any cooling means
Pat a generation rate of 2 kg/h available chlorine producted

What is claimed is:

1. A filter-press type electrolytic cell, wherein so- 15
dium hypochlorite is produced by diaphragmless elec-
trolysis of saline water, comprising;:

first and second end plates vertically disposed in

spaced parallel relationship;

a plurality of planar electrodes successively separated 20

from each other and from the end plates;

planar insulating members vertically disposed in par-

allel relationship to each other and interposed be-
tween said planar electrodes and between said pla-
nar electrodes and said end plates to successively 25
separate said planar electrodes from each other and

to separate said planar electrodes from said end
plates, thereby forming a plurality of electrolytic
compartments between successive electrodes;

said first end plate having a hole in the lower part 30

thereof on a side for receiving an electrolyte inlet
pipe, and a plurality of holes located peripherally
along the marginal edges for receiving bolts there-
through;

one of said msulating members being adjacent said 35

first end plate, said one of said insulating members
being a first insulating pipe plate having a hole in
the lower part on one side thereof for receiving
said electrolyte inlet pipe, said electrolyte inlet pipe
passing through said first end plate and disposed 40
substantially perpendicularly to said first insulating
pipe plate;

one of said planar electrodes being adjacent said first

insulating pipe plate, said one of said planar elec-
trodes being a terminal anode having a hole in a 45
lower part on a side for receiving electrolyte from
the electrolyte inlet pipe, said terminal anode hav-
ing a protruding upper edge serving as an electrical
connection terminal, said terminal anode consisting
essentially of a substrate of titamium or an alloy 50
thereof and a coating applied on the surface of the
terminal anode coming in contact with the electro-
lyte, said coating comprising a ternary mixture of
platinum-palladium oxide-ruthenium dioxide hav-
ing a composition ranging from 3 to 42% by 55
weight of platinum, from 3 to 4% by weight of
palladium oxide and from 42 to 94% by weight of
ruthentum dioxide, and titanium dioxide in a ratio
ranging from 20 to 40% by weight based on the
weight of said ternary mixture; 60
the second end plate having a pair of holes, one of
sald holes being in an upper part of one side of said
second end plate and the other of said holes being
1n a lower part of the same side of said second end
plate, each of said pair of holes receiving an elec- 65
trolyte outlet pipe, said second end plate also hav-
ing a plurality of holes peripherally along the mar-
ginal edges for receiving bolts therethrough:;

12

another of said insulating members being adjacent
said second end plate, said another of said insulat-
ing members being a second insulating pipe plate
having a pair of holes for receiving said electrolyte
outlet pipes, one of said pair of holes being in an
upper part of one side of said another of said insu-
lating members and the other of said pair of holes
being in a lower part on the same side of said an-
other insulating member, said electrolyte outlet
pipes passing through said pair of holes in said

second end plate and being disposed substantially
perpendicularly to said second insul~ting pipe
plate; -

another of said planar electrodes being adjacent said
second insulating pipe plate, said another of saia
planar electrodes being a terminal cathode having a
pair of holes for passing electrolyte to the electro-
lyte outlet pipes, one of said pair of holes being in
an upper part of one side of said terminal cathode
and another of said pair of holes being in a lower
part on the same side of said terminal cathode, said
terminal cathode having a protruding upper edge
serving as an electrical connection terminal, said
terminal cathode consisting essentially of titanium
or an alloy of titanium;

said planar insulating members including at least one
intermediate insulating member comprising an in-
sulating frame gasket cut out at a central portion to
form at least one hollow electrolytic compartment
between successive electrodes:

said plurality of planar electrodes including at least
one intermediate electrode comprising a bipolar
electrode having a pair of holes for passing electro-
lyte therethrough, one of said pair of holes being in
an upper part of one side of said intermediate elec-
trode and the other of said pair of holes being in a
lower part on the same side of said intermediate
electrode; said intermediate electrode having the
same coating on its anode surface as that of the
terminal anode;

the holes for passing electrolyte in said planar elec-
trodes being disposed on opposite sides of succes-
sive electrodes to provide a sinuous flow path for
the electrolyte through said at least one electrolytic
compartment,

the ratio of the length to the width of the outer di-
mension of said planar electrodes and said planar
insulating members being within the range of from
1:1.1 to 1:10G;

said insulating members and electrodes defining at
least three hollow electrolytic compartments;

a planar degassing block inserted after every group of
3 to 7 of said electrolytic compartments, said de-
gassing block comprising a pair of holes, one of
sald pair of holes being 1n an upper part of a side of
said planar degassing block for passing gas and
another of said pair of holes being 1n a lower part of
the same side of said degassing block for passing
electrolyte;

a degassing pipe communicating with said gas passing
hole for passing gas; and

an intermediate terminal anode and an intermediate
terminal cathode being on opposed faces of said
planar degassing block, each of said intermediate
terminal anode and said terminal cathode having a
pair of holes for passing electrolyte, one of said pair
of holes being in an upper part of said intermediate
terminal anode and said intermediate terminal cath-
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ode on the same side and another of said holes
being in the lower part on the same side thereof:
and a protruding upper edge serving as an electri-
cal connection terminal on the other side of said
intermediate terminal anode and said intermediate 5
terminal cathode;

and wherein the ratio of the length to the width of the
outer dimension of said planar degassing block,
said mtermediate terminal anode and said interme-
diate terminal cathode is within the range of from 10
1:1.1 to 1:10. o

2. The filter-press type electrolytic cell of claim 1

wherein said planar degassing block is positioned be-
tween said second end plate and said second insulating

pipe plate, said degassing pipe being on the upper edge 15
of said planar degassing block. |
3. A filter-press type electrolytic cell, wherein so-
dium hypochlorite is produced by diaphragmless elec- -
trolysis of saline water, comprising:
first and second end plates vertically disposed in 20
spaced parallel relationship; | | |
a plurality of planar electrodes successively separated
from each other and from the end plates;
planar insulating members vertically disposed in par-

allel relationship to each other and interposed be- 25

tween said planar electrodes and between said pla-
nar electrodes and said end plates to successively
separate said planar electrodes from each other and
to separate said planar electrodes from said end
plates, thereby forming a plurality of electrolytic 30
compartments between successive electrodes; |
said first end plate having a hole in the lower part
thereof on a side for receiving an electrolyte inlet
pipe, and a plurality of holes located peripherally

along the marginal edges for receiving bolts there- 35

through; |

one of said insulating members being adjacent said
first end plate, said one of said insulating members
being a first insulating pipe plate having a hole in

- the lower part on one side thereof for receiving 40
said electrolyte inlet pipe, said electrolyte inlet pipe
passing through said first end plate and disposed
substantially perpendicularly to said first insulating
pipe plate; . |

one of said planar electrodes being adjacent said first 45
insulating pipe plate, said one of said planar elec-
trodes being a terminal anode having a hole in a
lower part on a side for receiving electrolyte from

- the electrolyte inlet pipe, said terminal anode hav-

ing a protruding upper edge serving as an electrical 50
connection terminal, said terminal anode consisting
essentially of a substrate of titanium or an alloy

thereof and a coating applied on the surface of the
terminal anode coming in contact with the electro-

lyte, said coating comprising a ternary mixture of 55

platinum-palladium oxide-ruthenium dioxide hav-
Ing a composition ranging from 3 w 42% by
weight of platinum, from 3 to 34% by weight of
palladium oxide and from 42% by weight of ruthe-
nium dioxide, and titanium dioxide in a ratio rang- 60
ing from 20 to 40% by weight based on the weight

of said ternary mixture;

the second end plate having a pair of holes, one of

said holes being in an upper part of one side of said
second end plate and the other of said holes being 65
in a lower part of the same side of said second end
plate, each of said pair of holes receiving an elec-
trolyte outlet pipe, said second end plate also hav-

14
ing a plurality of holes peripherally along the mar-
ginal edges for receiving bolts therethrough;
another of said insulating members being adjacent

said second end plate, said another of said insulat-
ing members being a second insulating pipe plate

~ having a pair of holes for receiving said electrolyte

outlet pipes, one of said pair of holes being in an
upper part of one side of said another of said insu-

lating members and the other of said pair of holes =
being in a lower part on the same side of said ‘an- =

other insulating member, said electrolyte outlet
pipes passing through said pair of holes in said
~second end plate and being disposed substantially
~perpendicularly to said second insulating pipe
plate; o - | o
another of said planar electrodes being adjacent said
second msulating pipe plate, said another of said
planar electrodes being a terminal cathode having a
pair of holes for passing electrolyte to the electro-
lyte outlet pipes, one of said pair of holes being in
an upper part of one side of said terminal cathode
and another of said pair of holes being in a lower

part on the same side of said terminal cathode, said

terminal cathode having a protruding upper edge

serving as an electrical connection terminal, said
terminal cathode consisting essentially of titanjum
or an alloy of titanium:; : | T
said planar insulating members including at least one:

intermediate insulating member comprising an in-
sulating frame gasket cut out at a central portionto =~

form at least one hollow electrolytic compartment -
between successive electrodes:

sald plurality of planar electrodes including at least
one intermediate electrode comprising a bipolar
electrode having a pair of holes for passing electro- -
lyte therethrough, one of said pair of holes being in
an upper part of one side of said intermediate elec-

trode and the other of said pair of holes being ina '

lower part on the same side of said intermediate
electrode; said intermediate electrode having the
- same coating on its anode surface as that of the
terminal anode; | | o
the holes for passing electrolyte in said planar elec-

trodes being disposed on opposite sides of succes-

- sive electrodes to provide a sinuous flow path for
- the electrolyte through said at least one electrolytic

compartment; - 3

~ the ratio of the length to the width of the outer di-

mension of said planar electrodes and said planar
insulating members being within the range of from
1:1.1 to 1:10; - I
satd first end plate having a further hole for receiving
a heat exchanging outlet water pipe;

said first insulating pipe plate having said heat ex- .

changing water outlet pipe on the upper part on the
~ same side or on the other side thereofr |

said heat exchanging water outlet pipe passing

through said further hole of said first end plate and
disposed substantially perpendicularly to said first
insulating pipe plate; | |
said terminal anode having another hole for passing
~heat exchanging water to the heat exchanging
water outlet pipe; .
said insulating frame gasket having a hole on a side
thereof for passing heat exchanging water: |
said bipolar electrode having a further hole in a cen--
tral portion of the same side or the other side
‘thereof for passing heat exchanging water: |
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said terminal cathode having a further hole in a cen-
tral portion of said one side thereof for passing heat
exchanging water;

said second insulating pipe plate having a further hole
in a central portion of the other side thereof for
receiving a heat exchanging water inlet pipe;

said second end plate having a further hole in a cen-
tral portion of the other side thereof for receiving
said heat exchanging water inlet pipe;

said heat exchanging water inlet pipe passing through
said further hole of said second end plate;

a heat exchanging gasket inseried after every group
of 3 to 7 of said electrolytic compartments, said
heat exchanging gasket having a pair of holes for
passing electrolyte, one of said pair of holes being
in an upper part of a side of said heat exchanging
gasket and the other of said pair of holes being in a
lower part on the same side thereof;

an intermediate terminal anode and an intermediate
terminal cathode being on opposed faces of said
heat exchanging gasket, each of said intermediate
terminal anode and said intermediate terminal cath-
ode having a pair of holes for passing electrolyte,
one of said pair of holes being in an upper part of
said intermediate terminal anode and said interme-
diate terminal cathode on the same side and an-
other of said pair of holes being in a lower part on
the same side thereof, said intermediate terminal
cathode having a further hole in a central portion
on the same side or on the other side for passing
heat exchanging water, said intermediate terminal
anode having a further hole in a central portion on
the same side or on the other side thereof for pass-
ing heat exchanging water, and said intermediate
terminal anode and said intermediate terminal cath-
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ode having protruding upper edges serving as an
electrical connection terminal on a side;

wherein the ratio of the length to the width in the

outer dimension of said heat exchanging gasket,
said intermediate terminal anode and said interme-
diate terminal cathode being within the range of
from 1:1.1 to 1:10.

4. The filter-press type electrolytic cell of claim 3,
wherein said insulating members and electrodes define
at least three hollow electrolytic compartments, and
further comprising:

a planar degassing block inserted after every group of

3 to 7 of said electrolytic compartments; said planar
degassing block comprising a pair of holes, one of
said pair of holes being in an upper part of a side of
said planar degassing block for passing gas and
another of said pair of holes being in a lower part of
the same side of said planar degassing block for
passing electrolyte; a further hole in a central por-
tion of the same side or the other side of said planar
degassing block for passing heat exchanging water;
and

a degassing pipe communicating with said gas passing

hole for passing gas; wherein the ratio of the length
to the width of the outer dimension of said degas-
sing block is within the range of from 1:1.1 to 1:10.

5. The filter-press type electrolytic cell of claim 4
wherein said heat exchanging gasket and said planar
degassing block are positioned between the terminal
cathode and the second insulating pipe plate.

6. The filter-press type electrolytic cell of claim 3
wherein said heat exchanging gasket is positioned be-
tween the terminal cathode and the second insulating
pipe plate.

x x
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